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(54) Liquid crystal mixture Including a dye with a dipole 



(57) The present invention relates to a liquid crystal 
mixture, especially for a liquid crystal cell for a color liq- 
uid crystal display (LCD), comprising a liquid crystal ma- 
terial and a dye, wherein said dye has a dipole, prefer- 
ably a permanent dipole. The invention further relates 
to a liquid crystal cell for a color liquid crystal display 
comprising a liquid crystal mixture, substrate plates or 
substrate means for comprising said liquid crystal mix- 



ture, electrodes for applying an electric field to said liq- 
uid crystal mixture and a voltage source for applying a 
voltage to said electrodes, wherein said liquid crystal 
mixture comprises a dye with optical anisotropic prop- 
erties having a dipole, preferably a pemianent dipole. 
The invention further relates to a use of a dye with a 
dipole for a liquid crystal mixture, especially for a liquid 
crystal cell and/or liquid crystal displays. 
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Description 

[0001] The present invention is related to a liquid crystal mixture, a liquid crystal cell for a color liquid crystal display 
LCD and the Use of a dye with a dipole for a liquid crystal mixture. 
5 [0002] Liquid crystals and liquid crystal mixtures can be used for a wide area of applications. One of the most popular 
applications for liquid crystal is the liquid crystal display LCD especially for notebook computers but increasingly also 
for monitors of desktop computers of stationary systems. 

[0003] One of the most important advantages of the liquid crystal displays is, in comparison to other monitors, the 
small size of the displays as welt as the flicker free picture they produce that is very convenient for the user and is 

10 especially protective for the eyes of the users, especially in case of long temi working before the display 

[0004] A liquid crystal display comprises an array of liquid crystal cells. Different liquid crystal cells have been de- 
veloped in the recent years, the most important liquid display cells are the TN cell (twisted nematb cell), the STN cell 
{super twisted nematic cell). PDLC cells (polymer dispersed liquid crystal cells) etc. Liquid crystal cells normally use 
nematic liquid crystals, however, also smectic liquid crystals or cholesterlc liquid crystals may be utilized. 

15 [0005] All the above mentioned liquid crystal materials generally have common characteristics. They provide a rod- 
like molecular structure, a rigidness of the long axis and dipoles and/or easily polarisable substituents, therefore pro- 
viding permanent or induced dipoles. 

[0006] The distinguishing characteristic of the liquid crystalline state is the tendency of the molecules to point along 
in the same direction, called the director. The tendency of the liquid crystal molecules to point along the director leads 
20 to a condition known as anisotropy. This term means that the properties of the material , especially the light transmission 
properties, depend on the direction In which they are measured. This anisotropic nature of liquid crystal is responsible 
for the unique optical properties. 

[0007] In liquid crystal cells and liquid crystal displays the orientation of the molecules can be controlled by applying 
an electric or a magnetic field to the liquid crystal material or mixture or the liquid crystal cell. The liquid crystal molecules, 

25 having a pemnanent dipole or an induced dipole, tend to orient themselves along the direction of the field. 

[0008] By applying an electric or a magnetic field to the liquid crystal mixture or the liquid crystal cell, the molecules 
can be switched generally between two stages or orientations, an "on-state", where the liquid crystal cell is transparent 
in a prefen-ed direction, and an "off-state", where the liquid crystal cell is not transparent in this preferred direction. 
[0009] Depending on the liquid crystal cell, the transparency is influenced by different effects: with a TN cell (twisted 

30 nematic cell) the polarization of the light Is influenced within the liquid crystal material, whereas on both sides of the 
liquid crystal materials polarizing filters are provided. Depending on the applied field, the polarization is influenced or 
not influenced within the liquid crystal material, therefore light can transmit both polarizing filters in the above mentioned 
"on-state" or cannot transmit through the polarizing filters in the "off-state". 

[0010] In a PDLC cell (polymer dispersed liquid crystal cell), small liquid crystal droplets are dispersed uniformly In 
35 a transparent polymer matrix. The diameters of the liquid crystal microdroplets are comparable to the wavelength of 
visible light. Since these diameters are small compared with the film thickness, a light ray emitted in a first direction 
(being the direction the transmitting will be essentia! in regarding the function of the liquid crystal cell or display, therefore 
also referred to as the functional or the preferred direction) will be scattered many times before emerging from the film, 
provided that the mismatch of refractive index between liquid crystal and polymer is sufficiently large in the "off-state". 
40 The film will appear milky white In the absence of an applied field because of the above mentioned scattering. On the 
other hand, in the "on-state", when the director of the individual droplets is aligned with a field, the refractive index of 
the liquid crystal within the droplets becomes sufficiently close to the index of the polymer matrix material and therefore 
the liquid crystal material becomes transparent in the above mentioned preferred direction. When the field is removed, 
the liquid crystal domains recover their initial orientations because of surface forces and because the cavities are not 
45 ideal spheres. The degree of "off-state" scattering will depend on the amount of refractive Index mismatch, size and 
the number density of the liquid crystal droplets. 

[0011] In order to enable display of color information, dichroic dyes are incorporated in the liquid crystal materials. 
[0012] In general, liquid crystals are excellent solvents for especially organic molecules. Therefore, when a small 
amount of a dye with geometric anisotropy is mixed in a liquid crystal, the dye molecules couple with the anisotropic 
50 intenmolecular interaction field of the liquid crystal; they tend to arrange in such a way that their long molecule axes 
align along the liquid crystal director When a field, preferably an electric field Is applied, the orientation of the dye 
molecules can be switched along the liquid crystal orientation. This phenomenon is known as "guest-host interaction", 
the respective liquid crystal cell is therefore called guest-host effect cell. 

[0013] The quality of liquid crystal cell or liquid crystal display is provided on the one hand by a good contrast and 
55 a good color, therefore by good optical properties, on the other hand by the response time of the liquid crystal cells, 
when switching the cell from e.g. the off-state to the on-state or vice versa. 

[0014] A rise time is usually defined as the time needed for the material or the cell to reach 90 % of the on-state 
transmission when a field is applied. Similar, a decay time is defined as the time needed for the material in the on-state 
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to reach 10 % of the on-state transmission, when the field is set to zero. Fast response times are very important, 
especially for moved pictures but also for standard computer applications with changing pictures. 
[0015] It is therefore an object of the present invention to provide a liquid crystal mixture and a liquid crystal cell for 
liquid crystal displays capable of providing color infonnation with very high response times, both short rise times and 
5 short decay times. 

[001 6] This object is solved by a liquid crystal mixture according to claim 1 , a liquid crystal cell for a color liquid crystal 
display (color LCD) according to claim 20 and the use of a dye with a pemnanent dipole for a liquid crystal mixture 
according to claim 27. Claims 2 to 1 9, 21 to 26 and 28 to 35 are related to preferred embodiments of the liquid crystal 
material, the respective cell and to the use of a dye with a dipole. 

10 [0017] According to the invention, the liquid crystal mixture that is especially used for liquid crystal cells for a color 
liquid crystal display comprises a liquid crystal material and a dye, wherein said dye has a dipole. The dye preferably 
has a pemnanent dipole, however, an induced dipole will be sufficient for some applications. By the addition of the dye 
having a dipole, the rise time can be remarkably shortened. This is due to the additional dipole of the dye, directly 
influenced by the applied field so that the overall "orientating force", realized by the interaction of the applied field and 

15 the overall dipole moment of the liquid crystal mixture could be increased. On the other hand, the decay time is hardly 
influenced, especially not increased by the addition of the dye with a pemnanent dipole. 

[001 8] A decrease of the response time, especially the rise time, is important for a good optical quality, furthermore, 
thelower limit of the operating temperature of the display can be decreased, because the switching time will In generally 
increase with decreasing temperature, limiting the applicability of the liquid crystal mixture and liquid cells or liquid 

20 crystal displays. A liquid crystal mixture according to the invention and a liquid crystal cell for colored liquid crystal 
displays comprising a dye with a dipole therefore both broaden the temperature range, in which the material or mixture 
and the cell and displays can be used, and provide better optical qualities for the user in standard conditions. 
[0019] A dye in the meaning of this application is a medium or a molecular unit comprising at least 1 Chromophore, 
wherein Chromophore has to be interpreted in its widest possible understanding, i.e. any molecular unit being the 

25 reason for a coloring effect, either alone or in combination with any other molecular or atomic unit. Nonnally Chromo- 
phore groups are n-electron systems. One or more Chromophores can be combined to a Chromogene, also being to 
be Interpreted in its widest possible interpretation. 

[0020] Further the dye according to the invention can comprise additional groups, wherein these groups can also at 
least influence the coloring effect, however, these additional groups can also be groups or units, which In no way 
30 influence the coloring effect of the dye. Such groups can be for example auxochrome groups, as e.g. NR2, OR, COOM, 
SO3H etc. nomnally leading to a shift of the color or the wavelength of the color respectively 

[0021] Each molecular unit or sub-unit can alone or In combination with other molecular units or sub-units provide 
the dipole of the dye according to the invention. The dipole of the dye might especially be provided by one or more 
Chromophores and/or within units or sub-units of the Chromogene. The dipole might also be provided by units (or sub- 
35 units) being extensional groups not included in a Chromophore or a Chromogene. These extenslonai groups can 
influence or not influence the coloring effect of the dye, as mentioned above. 

[0022] It is especially possible and preferable to amend existing dyes without a dipole moment by adding or deleting 
units, molecules and/or atoms and/or ions, to and from the molecules in order to create a dipole moment of the dye. 
As mentioned above, this might lead to a shift in the colors, however, it is also possible to add or delete units without 

40 Influencing the coloring effect, therefore also adding the desired dipole to the dye. 

[0023] It should be noticed that the coloring effect of the dye should be preferably an effect visible for a human being, 
It can, however, also be a coloring effect in a wavelength range not being visible for human beings. A coloring effect 
has therefore also to be understand in its widest possible extent, i.e. any shift of wavelength of light, when being 
transmitted and/or absorbed and/or reflected by the liquid crystal mixture with a dye according to the invention. 

45 [0024] Of course the expression dye is also not limited to only one kind of dye, also two or more different dyes might 
be contained in the liquid crystal mixture according to the invention. 

[0025] A liquid crystal "mixture" in the sense of this invention has to be understood in a general meaning comprising 
essentially all materials or elements that might be used or useful in a functional mixture or layer. The liquid crystal 
mixture has therefore to be understood in case of an application in a liquid crystal celt for e.g. a display as the complete 

50 film or cell itself. It can comprise only one specific kind of a liquid crystal material and can also comprise different liquid 
crystal materials as a blend. It can also comprise additional materials not being liquid crystals. Further the liquid crystal 
mixture in the sense of this invention can comprise e.g. a polymer matrix for comprising liquid crystal droplets, as will 
be explained in connection with a preferred embodiment hereinafter. The liquid crystals can also be embedded in other 
materials or molecular groups. Also any kind of interaction between one or more liquid crystal materials and/or other 

55 materials or groups or also chemical bindings may occur, still being comprised from the expression liquid crystal mixture. 
[0026] The dye with dipole, preferably with a permanent electrrc dipole, functions as a bifunctional dye, providing 
both color for optical representation and dipole moment for fast response times. The dye further has preferably optical 
anisotropic properties. 
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[0027] The liquid crystal material used in the liquid crystal mixture can possibly provide an Induced electric dipole, 
realized by a slight rearrangement of electrons and protons in the molecules, when a field is applied, however, preferably 
the liquid crystal molecules have strong pemnanent electric dipoles, therefore realizing a higher overall dipole and 
higher "orientation forces", as explained above. Liquid crystals with ferrroelectric properties are especially preferred. 
5 [0028] The resistivity of the liquid crystal material is preferable very high, in order to decrease power consumption 
of a liquid crystal cell or a liquid crystal display utilizing the inventive liquid crystal mixture. Resistivities are preferably 
greater than 1 0''^ q cm, more preferably greater than 10^^ q cm. 

[0029] In a preferred embodiment the liquid crystal mixture is operable and controllable by the above explained 
twisted nematic effect (TN effect), wherein as a liquid crystal preferably 4'-n-pentyl-4-cyanobiphenyl, in the following 

10 named as 5CB, is used. 

[0030] In another preferred embodiment the liquid crystal mixture comprises liquid crystal droplets that are dispersed 
unifomily in a transparent polymer matrix fomning a polymer dispersed liquid crystal (PDLC), as also explained above. 
[0031] A preferred material is a liquid crystal blend that is e.g. available from the company Merck Limited, Great 
Britain, under the name "BL001 " {fomially E7), wherein the molecular structure of BL001 is represented by thefollowing 

IS fonnula: 



20 



25 



30 




[0032] As polymer material, it is preferred to use a clear, coloriess and liquid photopolymer that will cure when ex- 
posed to UV light. Such a photopolymer is e.g. available from the company Norland Product Inc. of the United States 
of America under the name "Noriand Optical Adhesive 65 (NOA65)". 

40 [0033] The droplets preferably have a size in the range of 0,01 to 20 fim, more preferably between 0,5 and 5 nm. 
An especially preferred size for a liquid crystal droplet is about 3 jim. Reason for this size is that very large and very 
small droplets do not scatter light efficiently. An optimum size has been found to be in the area of about 5 times of the 
wavelength of the light to be transmitted, therefore close to the above mentioned 3 p.m. The shape of the droplets is 
essentially spherical in a preferred embodiment, wherein also some irregularities might occur. However also other 

45 shapes of the droplets are possible, it has to be understood that there are no limitations whatsover regarding the shape 
of the droplets. 

[0034] Preferably the inventive liquid crystal mixture is used in a liquid crystal cell operable and controllable according 
to the guest-host principle, as explained above. 

[0035] In order to realize a high decrease of the response time, especially the rise time, the dye of the inventive liquid 
so crystal mixture has a permanent dipole of more than 5 debye, preferably of more than 10 debye and most preferably 
greater than or equal to 15 debye. Of course dyes with higher dipoles can also be utilized in accordance with the 
present invention. 

[0036] Preferably the liquid crystal mixture has an order parameter of above 0,5, more preferably above 0.7. The 
order parameter Is a parameter giving a quantitative measurement for the order of the mixture. The order parameter 
S5 s is defined as follows: 
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5 wherein An and Aj^ are the measured absorbance values for the cell In the switched off and switched on state, respec- 
tively. 

[0037] The dye in the Inventive liquid crystal mixture has preferably a high solubility, preferably above 0,5 wt.% and 
more preferably above 1 wt.%. 

[0038] The liquid crystal material preferably comprises dye in an amount of the sub-percent range until about 5 wt. 
10 %, preferably between 0.5 and 2 wt.%, most preferably about 1 to 1 .5 wt.%. The wt.% are measured on the basis of 
the whole liquid crystal mixture including all possible ingredients, also possibly non liquid crystal groups or units or 
materials, and also including the dye. 

[0039] The most preferred dye for the inventive liquid crystal mixture is Morpip with a C22H28N4O composition. The 
fomnula structure of Morpip is as follows: 




40 

[0040] Morpip has a dipole moment of 15 +/- 1 debye in chloroform (depending on the polarity of the solvent) and 
has an absorption peak at 454,5 nm and is therefore extremely suitable for the inventive liquid crystal mixture. 
[0041] A suitable general formula for preferred dyes is represented by the following: 



45 



r 



so 

n 



55 



wherein "D" represents an electron donating group, "n" represents a pi conjugated system and "A" represents an 
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electron acceptor group. Examples of electron donating groups include dialkylannino, pyridino, pyrimidino etc. Examples 
of electron acceptor groups include nitro, dicyanomethanide, tricyanomethanide etc. Examples of pi systems include 
all conjugated systems and may include thiophene ring units and phenyl units as well as ethylenic units. Alt dyes of 
the following two general fomriulae are included as examples of the general type; 




wherein D and D' represent suitable electron donating groups and Y can represent either hydrogen or halogen. If 
halogen then Y is preferably fluorine. 
20 [0042] Other examples of molecules with dipole moments higher than 10 D are known. A further example is as 
follows, the following dye has a dipole moment of 1 7 D. 



25 



30 




35 [0043] The liquid crystal mixture preferably provides a dichroic ratio of at least 2, more preferably of at least 5, most 
preferably of at least 7 or even higher. The dichroic ratio is defined as the ratio between the Intensity of the transmitted 
light in an on-state and the transmission of light in an off-state of the liquid crystal mixture or cell, measured in the 
functional direction. A high dichroic ratio will increase the optical properties of respective devices utilizing the inventive 
liquid crystal mixture. 

40 [0044] The Invention also relates to a liquid crystal cell for a color liquid crystal display (color-LCD) comprising sub- 
strates, where the liquid crystal mixture can be positioned on or between, electrodes for applying an electric field, a 
voltage source for applying voltage to the electrodes and a liquid crystal mixture comprising a dye with a permanent 
dipole as explained above. Of course, the voltage source can be an extemal source, whereas it is also possible that 
multiple cells e.g. in a display are connected to a single voltage source. 

45 [0045] The advantages of such a liquid crystal cell for LCDs, especially the shorter response times, have been already 
explained above. 

[0046] Preferably the substrates are manufactured of glass and/or plastic, whereas the electrodes are realized by a 
conductive coating on the substrates. 

[0047] The coating is preferably an ITO coating (Indium tin oxide coating), wherein the coating is normally provided 
50 at one side of the glass of plastic substrates. 

[0048] A liquid crystal mixture film between the substrate plates, especially the polymer dispersed liquid crystal mix- 
ture film, has preferably a thickness between 5 and 40 n.m, especially preferably between 10 and 25 jim, wherein this 
thickness Is measured in the functional direction, as explained above. 

[0049] It shall be notbed that the Xerrx) substrate plates does not only comprise planar plates but any kind of substrate 
55 structure leading to a cell, whereas the liquid crystal mixture is contained within the cell. The substrate plates or simply 
substrates therefor comprise all realizations for means containing said liquid crystal mixture. 
[0050] The invention further relates to the use of a dye with a dipole, preferably a penmanent dipole liquid crystal 
cells and/or LCDs, as mentioned above. As also already explained, the most relevant and pretended liquid crystal cells 
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for LCDs are anti-parallel birefringent cells, TN-effect cells, PDLC cells and guest-host cells (GH cells). 
[0051] It has to be understood that allfeatures explained above and applicable forthe liquid crystal mixture according 
to the invention and especially the dye with a dipole are also relevant for the inventive use of said dye with a dipole. 
[0052] The above described features and advantages of the present invention will be explained in further details in 
accordance with the accompanying drawings: 

Fig. 1 schematically shows a first embodiment of an inventive liquid crystal cell; 

Fig. 2a, b schematically show a second embodiment of a liquid crystal cell together with a schematic connection 
diagram in an on-state and an off-state; 

Fig. 3 is a graph showing the rise time in seconds vs. the driving voltage frequency in Hertz for a PDLC cell with 
different l^orpip concentrations as parameters; 

Fig. 4 is a graph showing the rise time according to figure 3 vs. the Morpip concentration; 

Fig. 5 is a graph showing the rise time in seconds vs. the driving voltage frequency in Hertz for a anti-parallel 
aligned liquid crystal cell with different Morpip concentrations as parameters; 

Fig. 6 Is a graph showing the rise time according to figure 5 vs. the Morpip concentration; 

Fig. 7 is a graph showing the tum-off time (decay time) vs. Morpip concentration for the PDLC cell; 

Fig. 8 shows the tum-off time (decay time) vs. Morpip concentration of an anti-parallel aligned liquid crystal cell. 

[0053] Fig. 1 schematically shows the stmcture of a liquid crystal cell 100. The liquid crystal cell 100 comprises two 
glass substrates 110, both of which are covered on the inside with an ITO (indium tin oxide) coating 114. The cell 
comprises a liquid crystal mixture 120 comprising 4'-n-pentyl-4-cyanoblphenyl (5CB) as liquid crystal material and 
Morpip as a dye with an electric dipole moment of 15 +/- 1 debye. The liquid crystal mixture 120 comprises 1 ,0 wt.% 
Morpip. 

[0054] Figs. 2a, b schematically show a second embodiment of an inventive liquid crystal cell 200 comprising plastic 
substrates 210, covered only on the inside with an ITO surface coating 214. The liquid crystal mixture 220 in this 
prefen-ed embodiment is a PDLC film comprising liquid crystal droplets 222 that are dispersed unifonmly in a transparent 
polymer matrix 224. The film has a thickness of 15 jxm, wherein this thickness is measured in said first direction, being 
the preferred or essential direction the transmission of light is measured in and being essential for the function of a 
liquid crystal cell. This direction can also be referred to as the functional direction. 

[0055] The liquid crystal droplets 222, having a diameter of about 3 \irr\ ,are shown only very schematically, however, 
it can be seen in Figure 2a that no voltage is applied by power source 230 to the ITO surface coatings 240 serving as 
electrodes, as indicated by the connecting diagram in figure 2a, wherein schematically a screen 300 is contacted by 
the line 310, however indicating that of course each liquid crystal cell has to be contacted and controlled separately. 
The cells and the screen respectively will not be transparent in the preferred direction, because of scattering as ex- 
plained above. 

[0056] Fig. 2b shows the same embodiment as figure 2a, however, in the state when voltage is applied to the ITO 
surface coating 214 of the liquid crystal cell 200. As can be seen in the right side of the figure, the director of the 
individual droplets align with the field, when a sufficient voltage, in this case 75 volt, is applied. The refractive index of 
the liquid crystal within the droplets is now close to the index of the polymer matrix material (in this case the difference 
A n is lower than 0,002) and the liquid crystal mixture becomes transparent in the preferred direction. This is Indicated 
by the connecting diagram on the left side of figure 2b, schematically showing a screen 300 with a switch, wherein 
specific infonmation are displayed. 

[0057] Fig. 3 to 6 show a graph of experimental results regarding response time measurement. Rise time and decay 
time have been measured to see the effect of a dye with a dipole in liquid crystal material according to the invention. 
For measuring the rise time, a driving voltage was applied, wherein the applied voltage was set to give 90% transmission 
of the on-state transmission in the preferred direction, in this case the applied voltage was set to 25V/15Mni. The 
measurements were taken at the room temperature of 24° +/-^'* Celsius. 

[0058] Fig. 3 shows the result of three liquid crystal mixtures (PDLC mixture with above mentioned liquid crystal 
blend BL001 from Merck Ltd. England), one without an added dye, the second one with 0,5 wt.% of Morpip, the third 
one with 1 ,0 wt.% Morpip, thereby the second and third one being a liquid crystal mixture according to the present 
invention. As can be seen over the complete measured driving voltage frequency (500 Hz to 42 kHz), the rise time 
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remarkably decreased after adding Morpip in the amount of 0.5 wt.% and 1 .0 wt.% according to the invention. Although 
the error in the measurement is large, as indicated in figure 3, due to a significant change of the rise time with only a 
small change in temperature, the tendency of decreasing of the rise time of a liquid crystal mixture according to the 
present Invention in comparison with the simple liquid crystal material can clearly be seen. The Inventive liquid crystal 
s material is responding much faster than the material according to the state of art without an added dye having a dipole. 
[0059] Fig. 4 shows the average of the measurement, shown In figure 3, over the complete driving voltage frequency 
area. Also this figure shows that the rise time remarkably decreases after having added Morpip as a dye with a high 
pemianent dipole moment to the liquid crystal material. 

[0060] Figures 5 and 6 show the same measurements, however, instead of a PDLC liquid crystal mixture according 
10 to the invention, a anti-parallel aligned cell comprising 5 CB liquid crystal material according to the Invention has been 
measured. The rise time has been measured for a liquid crystal material without a dye according to the State of Art 
and with three liquid crystal mixtures according to the invention, comprising 0.5 wt.%, 1 .0 wt.% and 1 .5 wt.% of Morpip. 
[0061] Both figures 5 and 6 clearty show that the rise time remaricably decreased by adding the dye with a high 
electric dipole moment according to the invention, 
15 [0062] Fig. 7 is a graph showing the measurement for the turn-off time of a liquid crystal mixture according to the 
embodiment measured In accordance with figures 3 and 4, I.e. the dichroic PDLC mixture. The graph shows that by 
adding 0.5 wt.% of Morpip, the turn-off time did hardly change. However, when adding 1 .0 wt.% of Morpip, the decay 
time was slightly increased. The slightly longer decay time for higher doping concentration Is most likely due to the 
increase in viscosity of the liquid crystal display. 
20 [0063] Fig. 8 shows the same measurement results as shown in figure 7 for the antl-parallet aligned cell, related to 
the measurements shown In figures 5 and 6. Although a longer decay time was also expected In this case due to 
Increase in viscosity, It was surprisingly observed that the decay time did hardly change, even with a high Morpip 
concentration of 2.0 wt.%. 

[0064] The above results shown in figures 3 to 8 clearly show that the Inventive liquid crystal mixture is capable of 
25 remaricably decreasing the rise time of a liquid crystal cell, what is very important for the quality of liquid crystal displays, 
as explained above. On the other hand, the decay time is hardly influenced by the adding of a dye with a dipole. It has 
to be kept in mind that of course the decay time can be also increased when adding a dye without a dipole moment 
due to the above explained Increase in viscosity of the liquid crystal mixture. 

[0065] Regarding the manufacturing method tor liquid crystal cells according to the invention, an example comprising 
30 the following steps for manufacturing a preferred embodiment of PDLC (or TN cells) cells will be described: 

1. Preparation of glass cells. Thickness measurement of cells were carried out using HP 4278A 1 kHz/1 MHz 
capacitance Meter (Hewlett Packard). Capacitances of empty glass cells were measured at room temperature of 
21 ''C, and then their thickness were calculated. The cells used were already-made empty glass sandwich cells 

35 by E.H.G. Ltd., Japan. They were pre-lTO coated on both sides. 15 jim cells with no alignment were used to make 

PDLC cells. 5 ^m cells with anti-parallel alignment cells were chosen to make birefringent LC cells. 

2. Preparation of dichroic dyes. Dyes were obtained by re-crystallization and are therefore of high purity. They 
were left in a vacuum oven at 80 ''C for more than a week to remove possible ionic impurities due to moisture in air. 

40 

3. Preparation of dichroic PDLC mixture. 44.3 wt% BL001 mixture was obtained by mixing 0.05 cc of UV curable 

polymer (NOA65) and 0.05 cc of liquid crystal (BL001). 

4. Doping of guest dye into liquid crystal. An appropriate amount of dye (Morpip) was added to the liquid crystal 
45 mixture to obtain the mixture of desirable dye concentration. Then it was left stirring for overnight in dari< to avoid 

degradation of dye by light. The mixture was then filtered (HPLC Acrodisc 0.45 ixm) to eliminate any undissolved 
crystals, because the energy required to deform a liquid crystal is so small that even a dust particle can be of cause. 

5. Filing of liquid crystal mixture in a glass cell. Samples were made using appropriate empty glass cells 
50 measured at 1 . The cells were filled using capillary force by applying a few drops of the mixture to an open end of 

the cell. The cells were then left in vacuum oven for 15 minutes to eliminate any air bubbles contained in the cell. 
The vacuum oven was kept at 80 °C (well above the T^.!; 61 ^'C for BL001 and 35 ''C for 5CB) to remove possible 
flow alignment defects caused when the capillary force was pulling the mixture. Then both open ends of the cell 
were sealed with epoxy resin to prevent possible contamination by sun^ounding air. 

55 

6. Initiating the phase separation to form PDLC. UV light (Spectroline, Model EN-180L/F. 230 V, 50 Hz. 0.1 7A 
= 39.1W used at 110 mm apart) were applied for 2 minutes at 21 ^'C to fully cure the polymer mixture. Phase 
separated liquid crystal droplets were observed under cross polarising mk^roscope, and their diameter were ob- 
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served to be a few micron. 

[0066] When manufacturing TN cells instead of PDLC cells 5CB birefringent liquid crystals were made by doping 
the dye with a dipole, in a preferred embodiment Morpip, as a guest in the liquid crystal as a host, in the prefen-ed 
embodiment 4'-n-pentyt-4-cyanobiphenyl (5CB). In this case the above-mentioned steps 3 and 6 for manufacturing the 
dichroic PDLC cells can be sidpped. 

[0067] The features of the present Invention disclosed in the specification, the claims and/or the drawings may both 
separately and any combination thereof be material for realizing the invention in various fonms. 

REFERENCE LIST 

[0068] 

1 00 Liquid crystal cell 

110 Substrate 

1 1 4 Conductive coating 

116 Polarization filter 

1 20 Liquid crystal mixture 

200 Liquid crystal cell 

210 Substrate Plate 

214 Conductive coating 

220 Liquid crystal mixture 

222 Liquid crystal droplets 

224 Polymer matrix 

230 Voltage source 

232 Switch 

300 Screen 

31 0 Connecting line 



Claims 

1 . Liquid crystal mixture, especially for a liquid crystal cell for a color liquid crystal display, comprising a liquid crystal 
material and a dye, 

characterized in that 
said dye has a dipole. 

2. Liquid crystal mixture according to claim 1, characterized in that said liquid crystal material has a pemnanent 
dipole. 

3. Liquid crystal mixture according to claim 1 , characterized in that said liquid crystal material has an induced dipole. 

4. Liquid crystal mixture according to one of the preceding claims, characterized In that said liquid crystal material 
has fen-oelectric properties. 

5. Liquid crystal mixture according to one of the preceding claims, characterized in that said liquid crystal mixture 
(1 20, 220) has a resistivity greater than 1 0''^ a cm, preferably greater than 1 0^^ n cm. 

6. Liquid crystal mixture according to one of the preceding claims, characterized in that said liquid crystal material 
is a liquid crystal blend. 

7. Liquid crystal mixture according to one of the preceding claims, characterized in that said liquid crystal mixture 
is electric field switchable and alignable by surface effects. 

8. Liquid crystal mixture according to one of the preceding claims, characterized in that said liquid crystal material 
is 4'-n-Pentyl-4-cyanobiphenyl (5CB) represented by the following fonmula structure. 
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9. Liquid crystal mixture according to one of the claims 1 to 7, characterized in that said liquid crystal mixture com- 
prises liquid crystal droplets, dispersed in a transparent polymer matrix. 

15 

10. Liquid crystal mixture according to claim 10, characterized In that said polymer matrix comprises a radiation or 
themrially curable polymer. 

1 1 . Liquid crystal mixture according to claim 9 or 1 0, characterized in that said liquid crystal mixture is fomied by blend. 

20 

12. Liquid crystal mixture according to one of the claims 9 to 11, characterized in that the refractive index of the 
polymer of said polymer matrix is close to the index of the liquid crystal droplets (222) in a first direction, when the 
liquid crystal droplets are aligned upon application of an electric field. 

25 13. Liquid crystal mixture according to one of the preceding clainns, characterized In that said liquid crystal mixture 
is operable in a guest-host cell (GhH-cell). 

14. Liquid crystal mixture according to claim 13, characterized In that said dye has a pemnanent dipoie of at least 5 
Debye, preferably of at least 10 Debye and most preferably of about 15 Debye. 

30 

15. Liquid crystal mixture according to one of the preceding claims, characterized in that said liquid crystal mixture 
has an order parameter of at least 0.5, preferably of at least 0.7. 

16. Liquid crystal mixture according to one of the preceding claims, characterized in that said dye has a solubility of 
35 at least 0.5 wt.%, preferably of at least 1 wt.% in the liquid crystal mixture as a whole. 

17. Liquid crystal mixture according to one of the preceding claims, characterized in that said dye is Morpip, repre- 
sented by the following fomriula. 

40 



45 



50 




1 8. Liquid crystal mixture according to one of the preceding claims, characterized In that a dye is represented by the 
55 following formula: 
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wherein D represents an electron donating group, k represents a pi conjugated system and A represents an electron 
15 acceptor group. 

19. Liquid crystal mixture according to claim 18, characterized in that D is selected from the group comprising di- 
alkylamino, pyridine and/or pyrimidino. 

20 20. Liquid crystal mixture according to claim 18 or 1 9, characterized in that n is selected from the group comprising 
thiophene ring units, phenyl units and/or ethylenic units. 

21 . Liquid crystal mixture according to one of the claims 1 8 to 20, characterized in that A is selected from the group 
comprising nitro, dicyanomethanide and/or tricyanomethanide. 

25 

22. Liquid crystai cell for a color Liquid Crystal Display comprising: 

a liquid crystal mixture (120, 220) 
- substrate plates (110, 210) for containing said liquid crystal mixture (120, 220), 
30 - electrodes (112, 114) for applying an electric field to said liquid crystal mixture (120. 220), 

a voltage source (230) for applying a voltage to said electrodes (110. 21 0) 

wherein said liquid crystal material (120, 220) comprises a dye 
characterized in that 

35 said dye has a dipole. 

23. Liquid crystal cell according to claim 22, characterized in that liquid crystal mixture is a mixture according to one 
of the claims 1 to 1 9. 



40 24. Liquid crystal cell according to claim 22 or 23, characterized In that said substrate plates (110. 21 0) are made of 
glass and/or plastic. 

25. Liquid crystal cell according to one of the claims 22 to 24, characterized in that said electrodes are provided by 
a coating of the substrate plates (110, 210). 

45 

26. Liquid crystal cell according to claim 25, characterized in that said coating is an ITO coating (112, 114; 214). 

27. Liquid crystal ceil according to claim 26, characterized in that said ITO coating (114) is provided on both sides 
of the substrate plates (110). 

so 

28. Liquid crystal cell according to one of the claims 22 to 27, characterized in that said liquid crystal material (120, 
220) is provided between said substrate plates, wherein said layer has a thickness of 5 to 40 \xxx\, preferably of 1 0 
to 25 (un in said first direction. 

S5 29. Use of a dye with a dipole for a liquid crystal mixture. 

30. Use of a dye according to claim 29, characterized in that said liquid crystal mixture is comprised in liquid crystal 
cells and/or liquid crystal displays. 
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31. Use of a dye acxx)rding to claim 30, characterized In that said liquid crystal cell is an anti-parallel aligned liquid 
crystal cell. 

32. Use of a dye according to clainn 30, charact rlzed In that said liquid crystal cell is a PDLC celt. 

5 

33. Use of a dye according to claim 30, characterized in that said liquid crystal cell is a GH cell. 

34. Use of a dye according to one of the claims 29 to 33, characterized in that said dye has a pennanent dipole. 

10 35. Use of a dye according to claim 34, characterized In that said dye has a pennanent dipole of at least 5 Debye, 
preferably of at least 10 Debye and most preferably of at least 15 Debye. 

36. Use of a dye according to on e of the claims 29 to 35, characterized in that said dye is Morpip represented by 
the following fomnula: 

IS 



20 



25 



30 



35 



40 



45 

wherein D represents an electron donating group, n represents a pi conjugated system and A represents an electron 
acceptor group. 

38. Use of a dye according to one of the claim 37, characterized in that D is selected from the group comprising 
so dialkylamino, pyridine, pyrimidino. 

39. Use of a dye according to claims 37 or 38, characterized In that n is selected from the group comprising thiophene 
ring units, phenyl units, ethylenic units. 

55 40. Use of a dye according to one of the claims 37 to 39, characterized In that A is selected from the group comprising 
dialkylamino, pyridine, pyrimidino. 




37. Use of a dye according to one of the clainns 29 to 35, characterized in that a dye is represented by the following 

formula: 



71 
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(54) Liquid crystal mixture including a dye with a dipole 



(57) The present invention relates to a liquid crystal 
mixture, especially for a liquid crystal cell for a color liq- 
uid crystal display (LCD), comprising a liquid crystal ma- 
terial and a dye, wherein said dye has a dipole, prefer- 
ably a pennanent dipole. The Invention further relates 
to a liquid crystal cell for a color liquid crystal display 
comprising a liquid crystal mixture, substrate plates or 
substrate means for comprising said liquid crystal mix- 



ture, electrodes for applying an electric field to said liq- 
uid crystal mixture and a voltage source for applying a 
voltage to said electrodes, wherein said liquid crystal 
mixture comprises a dye with optical anisotropic prop- 
erties having a dipole, preferably a pennanent dipole. 
The invention further relates to a use of a dye with a 
dipole for a liquid crystal mixture, especially for a liquid 
crystal celt and/or liquid crystal displays. 



CO 
< 



a. 

UJ 




Printed by Jouve. 75001 PAFUS (FR) 



(Cont. next page) 



EP1 197 791 A3 




2 



EP1 197 791 A3 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP 01 11 Q255 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Chation of document with indication, where appropriate. 
of relevant passages 



Relevant 
to claim 



CLASSIFICATION OF THE 
APPUCAT10N (lnta.7) 



US 5 744 267 A (PADIAS ANNE B ET AL) 
28 April 1998 (1998-04-28) 

* column 2» line 20 - column 3> line 6 * 

* column 5» line 25 • column 7, line 25; 
figures 1A,1B * 

PATENT ABSTRACTS OF JAPAN 
voK 007. no. 205 (C-185), 
9 Septen*er 1983 (1983-09-09) 
& JP 58 103578 A (ALPS DENKI KK) , 
20 June 1983 (1983-06-20) 

* abstract * 

GB 2 211 843 A (SONY CORP) 
12 July 1989 (1989-07-12) 
^ the whole document * 



I * 



US 5 480 580 A (SAKASHITA KEIICHI ET AL) 
2 January 1996 (1996-01-02) 
column 18. line 14 - column 26, line 48 



* abstract * 



1 



1,9-13, 

18-34. 

37-40 



1.22,29 



602F1/137 



1-8, 
17-34 



1,22,29 



TECHNICAL RELDS 
SEARCHED (fnt.CI.7) 



G02F 
G09F 
G03H 
C09K 
C07O 



The present search repcit has been drawn up for all dainis 



BERLIN 



Date ol cc<niplelii>i 3f Ihe search 

10 October 2002 



Hanntz, W 



CATEGORY OF CITED DOCUMENTS 

X paiticulafiy relevant if taken alone 

Y : parlinularty (etevant if oomb^ned virith another 

doounnent of ine same catcgoiY 
A : tDcnnotogical background 
O : nQn-witten disclosure 
P : Inietmedlate document 



T : Dieor/ or principle unceriying -Jw tnvenlion 
E : eaiKer patent docurr.eni. birt pubSshedon. oi 

atierthe filinpdare 
U : documenl cited tn the application 
L : document dtoc tor otf^r reasons 

& . momOer o( the saTie iiaisnt famity-. corresponding 
dcKumeni 



EPl 197 791 A3 



ANNEX TO THE EUROPEAN SEARCH REPORT 
ON EUROPEAN PATENT APPLICATION NO. 



EP 01 11 G255 



This annex lists the palent lamity members relating to tne patent documents cited in the above-mentioned European search reoon. 
The members are as contained in the European Patent Office EDP file on 

The European Paicnt Office is in no way I'lablo for these particulars which are merely given for the purpose of information. 

10-10-2002 



Patent document 
cited in search report 



Publication 
date 



Patent family 
member(s} 



US 5744267 



28-04-1998 NONE 



Publication 
date 



JP 58103578 


A 


20-06-1983 


JP 


1366198 C 


26-02-1987 








JP 


61031748 B 


22-07-1986 


GB 2211843 


A 


12-07-1989 


JP 


1118593 A 


11-05-1989 








JP 


2636271 B2 


30-07-1997 








DE 


3836855 Al 


11-05-1989 








FR 


2622595 Al 


05-05-1989 


US 5480580 


A 


02-01-1996 


DE 


69118261 Dl 


02-05-1996 








EP 


0467721 Al 


22-01-1992 








OP 


2974805 B2 


10-11-1999 








JP 


4211678 A 


03-08-1992 








JP 


2974824 B2 


10-11-1999 








JP 


4364176 A 


16-12-1992 




tu For more details about this annex : see Offtctal Journal of the European Patent Office. No. 12/82 



4 



